Materials. Bis(4-bromophenyl) sulfone, benzenesulfonyl chloride, bromobenzene, iron chloride, dibenzo [b,d]thiophen-4-ylboronic acid and tetrakis(triphenylphosphine) palladium(0) purchased from Alfa Aesar were used as received. 1-bromo-4-(phenylsulfonyl)benzene (SBr) 1 was synthesized according to the literature method. All other reagents and solvents were purchased with analytical grade from Guangzhou Jincheng
General experimental procedures
Materials. Bis(4-bromophenyl) sulfone, benzenesulfonyl chloride, bromobenzene, iron chloride, dibenzo [b,d] thiophen-4-ylboronic acid and tetrakis(triphenylphosphine) palladium(0) purchased from Alfa Aesar were used as received. 1-bromo-4-(phenylsulfonyl)benzene (SBr) 1 was synthesized according to the literature method. All other reagents and solvents were purchased with analytical grade from Guangzhou Jincheng
Company (China) and used without further purification.
Characterizations. Proton and carbon NMR ( 1 H NMR and 13 C NMR) spectra were measured on a Bruker AVANCE 400 spectrometer and a Bruker AVANCE III spectrometer (CDCl 3 , tetramethylsilane as the internal standard). The elemental analysis was performed with a Vario EL analyzer. The mass spectra were measured using thermospectrometers (DSQ & MAT95XP-HRMS). The UV-visible absorption spectra were determined on a Hitachi U-3900 spectrophotometer. The PL spectra were measured with a Shimadzu RF-5301 PC spectrometer or on an
Ocean Optics Maya Pro2000 with a 310 nm Rhinospectrum RhinoLED as the excitation source. Wide-angle XRD measurements were performed at 293 K using a X-ray diffractometer (Smartlab, Rigaku Co.) with an X-ray source of Cu Kα (λ= 0.15406 nm) at 40 kV and 30 mA at a scan rate of 4° (2θ)/min. The time-resolved emission decay behaviors were obtained using a spectrometer (FluoroLog-TCSPC) from HORIBA Instruments. The thermal behaviors were determined by differential scanning calorimetry (DSC) at heating rate of 10 o C/min under N 2 atmosphere using a NETZSCH thermal analyzer (DSC 204F1).The quantum chemistry calculation was performed at the B3LYP/6-31+G (d, p) level of theory using the DFT method in the Gaussian 09 software.
While the white-light emitting single crystals of SHB 2 t that were suitable for single crystal X-ray structural analysis were directly picked out from the as-prepared crystalline powder, the blue-light emitting single crystals of SDB 2 t were isolated from a mixture of n-hexane and CH 2 Cl 2 through the method of solvent evaporation. The single-crystal X-ray diffraction data for the compounds were collected from an Agilent Technologies Gemini A Ultra system with Cu-K radiation ( = 1.54178 Å) at 293(10) K. The structures were solved using direct methods following the difference Fourier syntheses. All non-hydrogen atoms were anisotropically refined through least-squares on F 2 using the SHELXTL program suite. The anisotropic thermal parameters were assigned to all non-hydrogen atoms. The hydrogen atoms attached to carbon were placed in idealized positions and refined using a riding model to the atom from which they were attached. 
Synthesis
Scheme S1. Synthetic routes of the target compounds.
General procedures for the synthesis of the target compounds. Fig. S11 ) as well. Thus, it seems that CAM-B3LYP is not a suitable function for this system. 
4,4'-(sulfonylbis(4,1-phenylene))didibenzo[b,d]thiophene (SDB 2 t).

Fig. S29
1 H NMR spectrum of SDB 2 t (in CDCl 3 ).
Fig. S30
13 C NMR spectrum of SDB 2 t (in CDCl 3 ). 
